. 1 H NMR (top) and 13 C (bottom) spectrum of mer,cis-(CO) [Ru(II)Cl(BisQ)(CO)2]Cl 2 in acetonitrile-d3. . UV/VIS absorption spectra of complex 2 in acetonitrile (black, 36 µM; dashed line after 21 h kept in the dark) and in 1% (v/v) aq. DMSO (red, 30 µM; dotted line after 21 h kept in the dark) at room temperature. Figure S8 . UV/VIS absorption spectra of complex 2 in acetonitrile (30 µM) after different periods of exposure to 420 nm radiation at room temperature. Figure S9 . UV/VIS absorption spectra and concentration profiles for complex 2 (top: irradiation at 350 nm, bottom: irradiation at 420 nm) and the associated photoproducts (P1, and P2), derived by fitting the experimental data to the model presented in Scheme S1 using MCR-ALS analysis in acetonitrile. Figure S10 . UV/VIS absorption spectra and concentration profiles for complex 2 and the associated photoproducts (P1, P2, and P3), derived by fitting the experimental data to the model presented in Scheme S1 using MCR-ALS analysis in 1% (v/v) aq. DMSO. Notes: The structures were solved using direct method. All the hydrogen atoms were placed in idealized positions. A mixture of chloroform and acetone molecule of crystallization was located on the Fourier Difference map and refined anisotropically, fixing their respective site occupancy factors as 50%. Table S3 . Atomic coordinates (x10 4 ) and equivalent isotropic displacement parameters (A 2 x 10 3 ) for complex 2. U(eq) is defined as one third of the trace of the orthogonalized Uij tensor.
x y z U(eq.)
Ru (1) 7976 (1) 8893 (1) 7451 (1) 12 (1) Cl (1) 9735 (1) 8125 (1) 6020 (1) 19 (1) P (1) 4060 (1) 13333 (1) 8913 (1) 21 (1) F (1) 4055 (2) 12292 (2) 9825 (1) 33 (1) O (1) 8634 (3) 11205 (2) 264 (2) 28 (1) C (1) 4881 (3) 10799 (3) 6550 (2) 19 (1) Cl (2) 500 (6) 14364 (3) 4822 (3) 102 (1) F (2) 4026 (3) 14385 (2) 8005 (2) 38 (1) O (2) 5984 (2) 10148 (2) 9127 (2) 23 ( (2) 13609 (2) 9219 (2) 48 (1) O (3) 2875 (10) 14250 (5) 4584 (5) 64 (2) N (3) 9821 (3) 8330 (2) 8227 (2) 13 (1) C (3) 2748 (4) 11378 (3) 5710 (2) 26 (1) Cl (4) 3340 (5) 16063 (3) 4220 (3) 83 (1) F (4) 5943 (2) 13060 (2) 8629 (2) 50 (1) N (4) 5977 (3) 8757 (2) 6992 (2) 14 (1) C (4) 2702 (3) 10252 (3) 5763 (2) 24 (1) F (5) 4057 (3) 12477 (2) 8221 (2) 49 (1) C (5) 3744 (3) 9345 (3) 6218 (2) 19 (1) F (6) 4079 (3) 14201 (2) 9605 (2) 49 (1) C (6) 4897 (3) 9628 (3) 6585 (2) 16 (1) C (7) 5798 (3) 7660 (3) 7132 (2) 17 (1) C (8) 4648 (3) 7345 (3) 6806 (2) 21 (1) C (9) 3660 (3) 8181 (3) 6334 (2) 22 (1) C (10) 6884 (3) 6777 (2) 7654 (2) 17 (1) C (11) 6978 (4) 5595 (3) 7823 (2) 23 (1) C (12) 8140 (4) 4883 (3) 8265 (2) 26 (1) C (13) 9213 (4) 5344 (3) 8513 (2) 22 (1) C (14) 9057 (3) 6537 (3) 8342 (2) 17 (1) C (15) 10102 (3) 7179 (2) 8528 (2) 16 (1) C ( (2) 14 (1) C (20) 10292 (3) 10201 (2) 8293 (2) 18 (1) C (21) 11110 (4) 10836 (3) 8562 (2) 21 (1) C (22) 12343 (4) 10301 (3) 9040 (2) 23 (1) C (23) 12714 (3) 9126 (3) 9247 (2) 20 (1) C (24) 6675 (3) 9619 (2) 8535 (2) 15 (1) C (25) 8359 (3) 10361 (3) 6724 (2) 18 (1) C (26) 1963 (13) 15514 (9) 5153 (7) 58 (2) C (27) 3272 ( 
Ru(1)-C(24)
Ru (1) (14) C(2)-C (3) 1.887 (3) 1.908 (3) 2.017 (2) 2.127 (2) 2.130 (2) 2.3997 (7) 1.574 (2) 1.587 (2) 1.593 (2) 1.593 (2) 1.596 (2) 1.602 (2) 1.129 (4) 1.365 (4) 1.401 (4) 0.9500 1.736 (11) 1.113 (3) 1.336 (4) 1.339 (4) 1.405(4)
Cl(4)-C (26) N(4)-C (7) N(4)-C (6) C (4) (18) 1.570 (15) 90.05 (12) 102.27(11) (1) 10 (1) 15 (1) Cl (1) 14 (1) 28 (1) 14(1) -7(1) -3(1) 1 (1) P (1) 24 (1) 18 (1) (1) F (1) 36 (1) 26 (1) 31 (1) 5(1) -10(1) 1 (1) O (1) 28 (1) 24 (1) 25 (1) 8(1) -4(1) -6 (1) C (1) 15 (1) 25 (2) 18(2) -7(1) -6(1) 0 (1) Cl (2) 162 (4) 91 (2) 79(2) -7(2) -52(3) -52 (3) F (2) 52 (1) 31 (1) 35 (1) 
